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13 C NMR spectrum of 2 S6 Table S1 . Results of DFT calculations for Ad(CH 2 S) 3 on the Au 19 , Au 27 , and Au 37 monolayers S7 Table S2 . Results of DFT calculations for Ad(CMe 2 S) 3 on the Au 27 monolayer S10 Table S3 . Energies of the Au 19 , Au 27 , and Au 37 monolayers by single-point energy calculations by the DFT method S11 Table S4 . Energies of infinite Au monolayers adsorbed with Ad(CH 2 S) 3 by single-point energy calculations by the DFT method under periodic boundary conditions (PBC) S12 Table S5 . Energies of infinite Au monolayers adsorbed with Ad(CMe 2 S) 3 by single-point energy calculations by the DFT method under periodic boundary conditions (PBC) S15 Table S6 . Energies of unit cells of infinite Au monolayer by single-point energy calculations by the DFT method under periodic boundary conditions (PBC) S18 Table S7 . Energy of Ad(CX 2 S) 3 (X = H or Me) by single-point energy calculations by the DFT method S19 © ARKAT USA, Inc In the lowest-energy structure X1, the center of the adamantane fragment lies above the center of three Au atoms. The Ad(CH 2 S) 3 unit adopts an axially twisted conformation. Distances between the S atom and its neighboring four Au atoms were 2.70, 3.00, 3.40, and 3.61 Å. The length of CH 2 -S bonds was 1.92 Å, the bond angle C(1)-CH 2 -S was 118°, and the dihedral angle C(7)-C(1)-CH 2 -S was 118°. In the lowest-energy structure X2, the distances between the S atom and its neighboring four Au atoms were 2.77, 2.90, 3.26, and 3.71 Å. Two of the distances were slightly longer than that in the Ad(CH 2 S) 3 system (X1), and the other two were slightly shorter. The length of CMe 2 -S bonds was 1.96 Å, the bond angle C(1)-CMe 2 -S was 108°, and the dihedral angle C(7)-C(1)-CMe 2 -S was 166°. The tripod Ad(CMe 2 S) 3 stood almost upright in a slightly axially twisted form, due to the steric effect of the Me groups. 
